Synthesis of 2-amino-6-isocyanonaphthalene
A 200 ml round-bottom flask was charged with 2,6-diaminonaphthalene (0.50 g, 3.16 mmol) dissolved in chloroform (80 ml) and with potassium hydroxide (7.00 g, 125 mmol) dissolved in water (5 ml) and vigorously stirred with a magnetic stirrer at 40 °C for a day in argon atmosphere. After cooling down, the organic phase was filtered, washed with water 3 times, dried on anhydrous magnesium sulfate and the solvent was removed on a rotary evaporator.
The crude product was purified on a column filled with normal-phase silica gel, using dichloromethane as eluent. Yield: 0.550 g, 14% (pale yellow powder) 1 H NMR (360 MHz, Chloroform-d) δ 7. 86 -7.75 (m, 1H), 7.70 (d, J = 8.7 Hz, 1H), 7.63 (d, J = 8.7 Hz, 1H), 7. 43 -7.30 (m, 1H), 7.15 -6.96 (m, 2H) , 4.10 (s, 3H), 2.25 (s, 0H), 1.34 (s, 4H), 1.05 -0.88 (m, 1H). 13 C NMR (91 MHz, Chloroform-d) δ 145. 93 , 134.67 , 123.83 , 119.59 , 108.05 , 77.44 , 76.74 , 29.77 . Fig. S1 . 1 H-NMR spectrum of 2-amino-6-isocyanonaphthalene in chloroform. 
Synthesis of 1-amino-4-isocyanonaphthalene
A 200 ml round-bottom flask was charged with 1,4-diaminonaphthalene hydrochloride salt (2,00 g, 12,8 mmol) dissolved in chloroform (20 ml) and with potassium hydroxide (10.0 g, 536 mmol) dissolved in water (5 ml) and vigorously stirred with a magnetic stirrer at 40 °C for 6 hours in argon atmosphere. After cooling down, the organic phase was filtered, dried on anhydrous magnesium sulfate and the solvent was removed on a rotary evaporator. The crude product was purified on a column filled with normal-phase silica gel, using dichloromethane as eluent. Yield: 0.50 g, 25% (yellow powder) Tables S3-S5 for the 1,4-ICAN (a), 2,6-ICAN (b) and 1.5-ICAN (c) isomer. Table S5 . . Calculated atomic charges for the ground and excited states of the 1,5-ICAN isomer. 
Ground State
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